1. General procedure for the preparation of aryl diazonium tetrafluoroborates 1 Arylamine (10 mmol) was dissolved in a mixture of 5 mL of distilled water and 3.4mL of 50% hydrofluoroboric acid. After cooling the reaction mixture to 0 °C using ice bath and the sodium nitrite (0.69 g in 2 mL distilled water) was added dropwise in 5 min interval of time. The resulting mixture was stirred for 1h and the precipitate was collected by filtration and redissolved in minimum amount of acetone. Diethylether was added until precipitation of aryl diazonium tetrafluoroborate, which is filtered, washed several times with diethyl ether and dried under vacuum 2. General procedure for the preparation of triazenes 2 Aryl amine (21 mmol) was added to 12 mL of 6 M HCl at 0 °C, and then sodium nitrite (1.63 g, 23.6 mmol) in 6 mL of H 2 O was added dropwise. After stirring for 10 min, the mixture was added slowly to a solution of Et 2 NH (3.3 mL, 56.7 mmol) and K 2 CO 3 (4.5 g, 32 mmol) in ice water (30 mL). Stirring at room temperature for 0.5 hour and extracted with ethyl acetate (30 mL × 3). The combined organic phase was dried over Na 2 SO 4 and the product was obtained by column chromatography.
3.Typical procedure for the borylation of aryldiazonium salts
Aryldiazonium salts (1.0 mmol), bis(pinacolato)diboron (1.2 mmol), Zn(ClO 4 ) 2 (5 mol%) were added into a 15 mL Schlenk tube under nitrogen atmosphere. Then 4 mL CH 3 OH was added by a syringe. The mixture was stirred for 8-15 h at 40 °C. After the reaction was completed, the reaction mixture was filtered, concentrated and column chromatography on silica gel (petroleum ether/ethyl acetate 50:1).
4.Typical procedure for the borylation of triazenes
Triazenes (1 mmol), bis(pinacolato)diboron (1.2 mmol), Trifluoromethanesulfonic acid (1 mmol), Zn(ClO 4 ) 2 (5 mol%) were weighed in a 15 mL Schlenk tube under nitrogen atmosphere. Then 4 mL CH 3 OH was added by a syringe. The mixture was stirred for 10-15 h at 60 °C. After the reaction was complete, the reaction mixture was filtered, concentrated and column chromatography on silica gel (petroleum ether/ethyl acetate 50:1). 4-(4,4,5,5-Tetramethyl-1,3,2-dioxaborolan-2-yl) 1-(4-(4,4,5,5-Tetramethyl-1,3,2-dioxaborolan-2-yl) Chlorophenyl)-4,4,5,5-tetramethyl-1,3 ,2-dioxaborolane 
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